S1. X-Ray crystallography
Crystal data collection and processing parameters are given below. In order to avoid degradation, single crystals were mounted in perfluoropolyalkyletheroil on top of the edge of an open Mark tube and then brought into the cold nitrogen stream of a low-temperature device (Oxford Cryosystems Cryostream unit) so that the oil solidified. Diffraction data were measured using a Stoe IPDS II diffractometer and graphite-monochromated MoK a (0.71073 Å) radiation. The structures were solved by dual-space direct methods with SHELXT, S5 followed by full-matrix leastsquares refinement using SHELXL-2014/7. S6 All non-hydrogen atoms were refined anisotropically, with organic hydrogen atoms placed in calculated positions using a riding model. Absorption corrections were applied for compounds 3-6 (multi-scan). Crystallographic data, data collection, and refinement details are summarized in 1.324
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Compound 2b
Figure 4 1 H NMR spectrum of 2b in C6D6 (*). 
Compound 2c
Figure 7 1 H NMR spectrum of 2c in C6D6 (*). Signals marked with # correspond to THF and † to silicon grease. 
Compound 3a
Figure 10 1 H NMR spectrum of 3a in CD2Cl2 (*). 
Compound 3b
Figure 13 1 H NMR spectrum of 3b in THF-d8 (*). Signals marked with † correspond to silicon grease. 
Compound 3c
Figure 16 1 H NMR spectrum of 3c in THF-d8 (*). 
Compound 5
Figure 23 1 H NMR spectrum of 5 in THF-d8 (*). Signals marked with † correspond to silicon grease. 
Compound 6
Figure 26 1 H NMR spectrum of 6 in THF-d8 (*). Signals marked with † correspond to silicon grease.
Figure 27
31 P{ 1 H} NMR spectrum of 6 in thf-d8.
Compound 7
Figure 28 1 H NMR spectrum of 7 in CD2Cl2 (*). Signals marked with # correspond to THF and † to silicon grease. Figure 29 13 C{ 1 H} NMR spectrum of 7 in CD2Cl2.
Figure 30 31 P{ 1 H} NMR spectrum of 7 in CD2Cl2.
